arenes are readily available macrocyclic compounds recently discovered. 1 Their host-guest chemistry has been already intensively investigated. Owing to the electron-rich nature of their constitutive aromatic subunits, pillar[5]arenes exhibit interesting host-guest properties with -electron-poor aromatic guests such as viologen and imidazolium cations. Along with charge-transfer interactions occurring between the electron-rich cavity of pillar[5]arenes and -electron-poor guest molecules, C-Hπ interaction is also a driving force in the formation of inclusion complexes. Actually, simple alkylsubstituted guests are efficiently encapsulated in the cavity of pillar[5]arenes to generate pseudo-rotaxanes. Such host-guest complexes are indeed perfectly suited for the synthesis of [2]rotaxanes. As part of this research, we have shown that pillar[5]arene-based [2]rotaxanes can be prepared from the reaction of diacyl chloride reagents with various amine stoppers. 2 The yield in [2] rotaxane is sensitive to the reaction conditions (solvent, stoichiometry) but also to structural and electronic factors. In particular, the nature of the starting amine reagent has a dramatic influence on the yields of [2]rotaxanes thus showing that the outcome of the reaction is not simply related to the binding constant of the diacyl chloride reagent with the pillar[5]arene. Indeed, the difference in yields must be related to the difference in affinity for the various mono-acylated intermediates. The yields of [2]rotaxane are also influenced by several structural factors such as the chain length of the bis-acyl chloride reagent or the size of the peripheral substituents of the pillar[5]arene building block. Finally, the preparation of [2]rotaxanes has been also investigated under our conditions starting from alkyldiamine reagents and acyl chloride stoppers.
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